All chemicals and solvents were purchased from commercial sources and were used without further purification unless stated otherwise. The reactions and experiments that are sensitive to dioxygen were performed using Schlenk techniques and nitrogen-saturated solvents. The NMR experiments were performed on NMR spectrometers operating at 400 or 600 MHz proton frequencies. Standard pulse sequences were used and the data was processed using 2fold zero-filling in the indirect dimension for all 2D experiments. Chemical shifts (δ) are reported in parts per million (ppm) relative to the solvent residual peak ( 1 H and 13 C NMR, respectively): CDCl3 (δ = 7.26 and 77.16 ppm).
Synthesis of (M,M,M,P,P,P)-3.
The 10 ml microwave reaction tube was charged with M-9,10-dibromo [7] helicene (200.0 mg, 0.37 mmol), Ni(COD)2 (150 mg, 0.54 mmol), 2,2'-bipyridine (112 mg, 0.78 mmol), cis-1,5cyclooctadiene (0.26 mL, 2.12 mmol) and dry THF (5 mL) under nitrogen atmosphere. The reaction tube was heated under microwave irradiation for 30 min at 110 °C (internal temperature of tube). The solvent was evaporated and the residue was purified by column chromatography over silica gel using petroleum ether:Toluene (1:1) as an eluent to afford the desired product (80 mg, 57%) as an orange crystalline solid. m.p. > 300 °C; [ ] D 23 = −222 (c = 0.047, CHCl3); UV/Vis (chloroform): λmax = 418 nm (ɛ = 77,276 M −1 cm −1 ); 1 131.47, 129.97, 129.27, 128.86, 128.14, 127.81, 127.38, 126.35, 125.74, 125.52, 124.87, 124 Figure S1 . UV-vis spectra of (M,M,M,P,P,P)-3 in toluene, chloroform and THF. Inset: magnified image of low energy absorption.
S2. UV-vis spectroscopy

S3. Theoretical Calculations
All DFT calculations were performed in Gaussian 16 suite of electronic structure programs.
Geometries were optimized using B3LYP functional and 6-31G(d,p) basis set in the gas phase. SpecDis and Avogadro softwares were used to analyze the TD-DFT calculated spectra and to generate graphical images of frontier molecular orbitals (FMOs), respectively. 
S4. Two-photon induced fluorescence spectroscopy
The TPA measurements of the compound in THF and Toluene were performed using the two-photon fluorescence technique.
A Ti: sapphire amplifier (Solstice, Spectra Physics) operating at 1 kHz, delivering 100 fs pulses at 800 nm served as the pulse source. 70 % of the available energy (2.5 mJ) seeds a tunable computer-controlled optical parametric amplifier (TOPAS-C, Light Conversion) which is used as the excitation source. The excitation energy varies in the 0.2 -3μJ range by using a series of three thin broadband polarizers and a mechanical rotational mount.
Excitation of the samples was achieved by using a protected silver parabolic mirror. The emitted fluorescence signal was collected at 90° using an achromatic lens and then directed to a compact CCD spectrometer for detection. Coumarin 485 in Methanol was used as a secondary reference standard. Maintenance of identical excitation conditions for reference and samples was achieved using a high precision motorized rotational stage.
The two-photon excitation was verified by evaluation of the emitted signal's quadratic dependence with respect the excitation energy for each individual measurement. The log-log plots of fluorescence intensity vs. excitation energy giving slopes of 2. By introducing an achromatic quarter-wave plate into the excitation laser beam, we recorded the fluorescence signal by using right-and left-handed circular polarized excitation light (see Figure 3 ).
The TPA Polarization ratio (Ω (TPA) ) defined as: Ω ( 
S7. Crystallographic data
A crystal was mounted onto a sample loop with least required exposure out of the mother liquor and immediately cooled to 100 K under continuous nitrogen flow. Crystal data were collected on a Bruker D8Quest Kappa Diffractometer using Cu Kα radiation (λ = 1.54178 Å) from an Incoatec IµS micro-source with Montel multilayered mirror, a Photon II CPAD area detector and Apex3* software.
The structure was solved using direct methods, refined with the SHELXL softwarepackage 1 and expanded using Fourier techniques. All non-hydrogen atoms were refined anisotropically. Hydrogen atoms were included in the structure factor calculation on geometrically idealized positions.
The residual electron density could not be assigned to the solvent molecule. Therefore, the SQUEEZE routine of PLATON was used to remove the electron density. The remaining structure could be refined nicely. wR2 = 0.0900, GooF = S = 1.027, Restrained GooF = 1.027 for all data R1 = 0.0331 for 13210 Fo > 4sig(Fo) and 0.0360 for all 14027 data Flack x = 0.705(511) by classical fit to all intensities 0.499 (158) 
